. Crystal and structure refinement data for [Ti 3 (µ 3 -O)(µ 3 -Cl)(µ-ONep) 3 (11) Ti ( The calculation of molecular weights (M n ) for the PCL samples by ¹H NMR spectroscopy employs the intensity ratio between the signals given by the repetitive CH 2 groups in the polymer chain and the terminal end group. In the case of the PCL obtained from A, this ratio involves the terminal isopropyl group at 5.0 ppm, (CH 3 ) 2 CH, and the methylene signals at 2.34 ppm multiplied by the monomer mass, giving the M n (¹H NMR) values. 4 The PCL samples produced from [Ti 3 (µ 3 O)(µ 3 Cl)(µONep) 3 (ONep) 6 ] (B), in turn, show a different terminal end group (neopenthyl), according to the coordination-insertion mechanism. Thus, the methodology to calculate M n(¹H NMR) for samples produced with B was adapted from that already described in the literature. 4 In this case, we employed the ratio between the signal intensities at 0.94 ppm, (CH 3 ) 3 CCH 2  (terminal neopentyl group), and the methylene groups at 4.09 ppm, multiplied by 114.14 (monomer molar mass, equation S1).
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